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General methods.
Thermogravimetric analysis (TGA) was carried out on a Mettler 500 Thermogravimetry
Analyzer. UV-Vis absorption spectra were recorded at room temperature using a Perkin-Elmer Lambda 9 spectrophotometer. CV measurements were carried out on a computer-controlled GSTAT12 in a three-electrode cell in an acetonitrile solution of Bu 4 NPF 6 (0.1 M) with a scan rate of 50 mV/s at room temperature. A Pt wire, a silver wire, and a glassy carbon electrode were used as the counter electrode, the reference electrode, and the working electrode, respectively. The molecular weights were determined by PSS-WinGPC (PSS) (pump: alliance GPC 2000) GPC equipped with an RI detector using a PLgel MIXED-B column (particle size: 10 mm, dimension: 0.8 x 30 cm) calibrated against polystyrene standards.
Two-Dimensional Wide Angle X-ray Scattering (2D-WAXS).
2D-WAXS measurements were performed using a home-build setup consisting of the Siemens Kristalloflex X-ray source (copper anode X-ray tube, operated at 35 kV/20 mA), Osmic confocal MaxFlux optics, two collimating pinholes (1.0 and 0.5 mm -Owis, Germany) and an antiscattering pinhole (0.7 mm -Owis, Germany). The patterns were recorded on a MAR345
image plate detector (Marresearch, Germany). The samples were prepared by filament extrusion using a custom-built mini extruder.
Grazing Incidence Wide Angle X-ray Scattering (GIWAXS).
GIWAXS measurements were performed using a home-build setup consisting of rotating anode X-ray source (Rigaku Micromax). By orienting the substrate surface at or just below the critical angle for total reflection with respect to the incoming X-ray beam (~0.2°), scattering from the S3 deposited film was maximized with respect to scattering from the substrate. The GIWAXS data were acquired using a camera comprising an evacuated sample chamber with an X-ray photosensitive image plate. A rotating Cu-anode operating at 40 kV and 20 mA was used as X-ray source, focused,and monochromatized (Cu K α , λ = 1.5418 Å) by a 1D multilayer. Diffraction patterns were recorded for 3h on a MAR345 image plate detector.
OFET device fabrication and measurements.
The charge carrier transport was studied in field-effect transistors based on a bottom-gate, atmosphere. All the electrical measurements (using Keithley 4200 SCS) were performed in a glove box under nitrogen atmosphere.
Synthesis of polymers.
All reagents were purchased from commercial sources and used without further purification unless otherwise noted. The synthetic procedures were presented in Scheme S1. The monomers, Scheme S1. Synthetic route of three polymers.
Polymer PDPP1.
PDPP1 was synthesized using a modified Yamamoto coupling reaction as described in literature. 4 A mixture of bis(1,5-cyclooctadiene) nickel(0) (Ni(COD)2, 2.5 equiv), 2,2'-dipyridyl 
